The aim of this study was to improve the dissolution of copper sulfide ore composed mainly of chalcopyrite (1.21 wt %) and bornite (0.54 wt %) using a pretreatment before leaching. The effect of the pretreatment on copper sulfide dissolution was investigated using different types of leaching. Three sets of experimental tests were performed (flask, reactor and mini-column). Using experimental design, three operational variables in the ore pretreatment were evaluated: chloride concentration (20, 50 and 90 kg/t), repose time (7, 20 and 40 days) and repose temperature (20 and 50 • C). A maximum of 93% copper dissolution was obtained when the ore was treated with 90 kg Cl − /t ore, 40 d of repose time and 50 • C in flask leaching. Without any ore pretreatment, 53% copper dissolution was achieved. Using reactor leaching, an 85% copper dissolution was obtained using pretreatment stage. Without this pretreatment, only 55% copper dissolution was obtained. The final test, which involved leaching a pretreated ore in a mini-column at room temperature, yielded 49% copper dissolution. The data showed that repose time and temperature were the most important variables affecting copper extraction in the pretreatment stage. This study indicates that pretreatment has a positive effect on copper dissolution from primary copper sulfide ore in an acid-chloride medium. It also provides a feasible alternative for treating primary copper sulfide ores at the industrial level.
Introduction
Due to depletion of oxidized copper ores, the mining sector is developing copper sulfide hydrometallurgy. Although copper sulfide ores are usually processed by flotation and pyrometallurgy, there are several options, especially those using acid-chloride media (U.S. Bureau of Mines, UBC-Cominco, Cymet, Minemet Recherche, Duval CLEAR process, Elkem process, Cuprex, Intec process, Outotec Hydrocopper process, Falconbridge process, Sumitomo, CuproChlor ® process, CESL process) [1, 2] . The world's largest copper reserves (70%) are found in copper sulfide minerals, particularly as chalcopyrite (CuFeS 2 ) [3, 4] . Leaching chalcopyrite at the industrial level is challenging due to low dissolution rates at ambient temperature and pressure, mainly because a passivation layer forms around the chalcopyrite particles when they begin to dissolve. This prevents the transfer of mass from the mineral to the solution, which arrests the leaching process. Acid-chloride-oxidizing agents have proven beneficial for the dissolution of copper sulfides [1, 5, 6] . Researchers have determined that the chloride medium is beneficial in forming a porous layer of elemental sulfur or polysulfides
Materials and Methods

Ore
An industrial copper sulfide ore from the Antofagasta Region, Chile was used. The ore was crushed and milled to obtain a particle size below 150 µm, with a P 80 of 94.01 µm, which was determined with a Microtrac S3500 particle size analyzer (Microtrac Inc., Montgomeryville, PA, USA). The chemical composition of the ore was determined by digestion with nitric-perchloric acid and subsequent reading using atomic absorption spectrometry (AAS) for total copper, and digestion with sulfuric acid and subsequent reading using AAS for soluble copper, which yielded 0.77% total copper and 0.09% soluble copper. The mineralogy of the ore was determined by quantitative X-ray diffraction (QXRD) and validated by optical microscopy ( Table 1 ). Chalcopyrite at 1.21% and bornite at 0.54% were the predominant copper sulfide species. The main gangue minerals were quartz (SiO 2 ) at 32.29%, albite (NaAlSi 3 O 8 ) at 29.36% and orthoclase (KAlSi 3 O 8 ) at 13.84%. The acid consumption of the ore was 40.95 kg H 2 SO 4 /t ore determined by aliquot of leaching and titration with NaOH. Table 1 . Mineralogical composition of the ore as determined by quantitative X-ray diffraction (QXRD).
Mineral
Chemical Formula Amount (wt %) Cu (wt %) 
Reagents
All tests were performed with sulfuric acid (H 2 SO 4 , technical grade, 95%), sodium chloride (NaCl, p. a., 99.5%) and copper sulfate pentahydrate (CuSO 4 ·5H 2 O, p. a., 99%).
Seawater from San Jorge Bay, Antofagasta, Chile was used as an aqueous medium in the experiments. Seawater was pumped from the coast and then filtered through a polyethylene membrane (pore size 1 µm). Table 2 shows the results of chemical analyses of the seawater. The pretreatment consisted of adding 20 kg of H 2 SO 4 /t ore, 65 kg of seawater/t ore and NaCl (according to the level to be evaluated) to 10 g of ore. The ore sample was then homogenized and placed in a Petri dish that was covered to prevent evaporation loss during the repose time. At the repose temperature of 50 • C, the Petri dishes were put into a muffle at the desired temperature. For the test at 20 • C, the Petri dishes were maintained in the laboratory at room temperature controlled with an air conditioner. When the repose time was completed, the ore was leached in a 250 mL Erlenmeyer flask for 3 days, at 45 • C with orbital shaking (200 rpm). One hundred mL of leaching solution was used, containing [Cu 2+ ] = 2 g/L, [H 2 SO 4 ] = 20 g/L and [Cl − ] = 60 g/L (40 g/L of NaCl and the remainder composed of seawater). Oxidation-reduction potential (ORP) and pH were measured (Hanna portable pH/ORP meter, model HI991003) over the course of the leaching test. When the leaching was completed, the pulp was filtered out, and the solid residue was washed with distilled water and dried at 60 • C until reaching a constant weight. The total copper concentration in the solution and the residue was measured by AAS. Copper extraction was calculated based on the dissolved copper concentration at the end of 3 d and the initial copper in the ore sample. These values were checked by analysis of the remaining copper in the respective leaching residues. A standard deviation of ±1.8% was obtained by calculating copper extraction using the solid and solution phases from all the tests. . Duplicate tests were performed. Samples of solution (10 mL) were periodically removed from the leaching system and analyzed for copper with AAS. Copper extraction was calculated based on the dissolved copper concentration at any given time t and the initial copper in the ore sample. Evaporation of solutions during the test was considered in the calculation. These values were checked by analysis of the remaining copper in the respective leaching residues. The average standard deviation of ±1.8% was obtained by calculating copper extraction using the solid and solution phases in all the tests. Leaching tests were carried out with untreated ore as a control for comparison purposes.
ORP and pH were measured during the test. When leaching was complete (7 d), the same procedure described above was applied to obtain copper from the solid residue and final solution.
Pretreatment and Subsequent Leaching Using a Mini-Column
In a third round, 100 g of ore (P 80 = 94.01 µm) and 500 g SiO 2 (particle size under 2 mm) were mixed and agglomerated on a plastic sheet using 20 kg H 2 SO 4 /t ore, 65 kg seawater/t ore, 90 kg Cl − /t ore, with a repose temperature of 20 • C and a repose time of 40 d as pretreatment conditions. The agglomerated ore with quartz were placed in a mini-column 40 cm high and 0.6 cm in diameter. The ore is maintained in repose for the time required, following which the leaching solution
40 g/L of NaCl and the remainder was composed of seawater)) was irrigated (8 L/h·m 2 ) from the top of mini-column. Samples of drained solution were periodically analyzed by AAS. At 40 and 78 d, the ore was washed with an acid solution (pH = 1) at the same irrigation rate. When the leaching was complete, the watering stopped and the mini-column was left in repose for the entire solution to drain. The ore-quartz was then removed from the mini-column and dried at 60 • C for 2 d. The ore and quartz mixture were put on a #10 ASTM mesh and the ore was separated from the quartz with a brush. Finally, the solid residue was analyzed by AAS for total copper. The standard deviation of ±1.9% was obtained by calculating copper extraction using solid and solution phases in the tests. Figure 1 shows the experimental tests in progress at three scales (flasks, reactors and mini-columns). Table 4 shows the maximum copper extractions achieved after leaching the pretreated ore for three days. In total, 19 tests were carried out in duplicate, with a standard deviation of 1.52. Table 4 shows the maximum copper extractions achieved after leaching the pretreated ore for three days. In total, 19 tests were carried out in duplicate, with a standard deviation of 1.52. Table 4 shows that all tests resulted in at least >59% copper extraction and five tests yielded >80%. The maximum copper extraction of 92.9% was achieved with 90 kg Cl − /t ore, and 40 d of repose at 50 • C, which were the highest values of the tested conditions. The final pH values were ≤1, and oxidation-reduction potential (ORP) values were in a range of 648-679 mV vs standard hydrogen electrode (SHE).
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A leaching experiment, test 19, was conducted in duplicate with untreated ore as a control for comparison purposes. The same leaching solution was used. A maximum of 53.2% of copper was extracted after three days of leaching. The positive effect of pretreatment can be observed by comparing the results of the control test to the extraction with pretreated ores, which were 11.7% higher for the lowest case and 74.6% higher for the best. Ore pretreatment, or curing, accelerates dissolution due to contact between solutions highly concentrated in acid and chloride and solid-state mineral species. Longer repose time allows these reactions to occur without disturbance in the medium.
According to mineralogical copper species, it is possible to determine the percentage of chalcopyrite leached. From what is known about the copper sulfide minerals, the percentage of chalcopyrite dissolution is estimated assuming the following sequence of reactions: first chalcocite and covellite are completely leached, then bornite and finally chalcopyrite. As shown in Figure 2 , the highest extraction was obtained in test 18 (92.9%), with 1.1% of copper contributed by the complete dissolution of covellite and chalcocite, 44.4% by the complete dissolution of bornite and 47.3% by the partial dissolution of chalcopyrite, indicating that ≈87% of chalcopyrite was leached under the conditions of test 18. Figure 2 also shows the results of test 15, where it can be seen that lowering the temperature from 50 to 20 • C resulted in a 52% chalcopyrite extraction. 
Effect of Adding Chloride
A higher chloride concentration generally improves copper extraction with longer repose time (Table 4 : tests 3, 9 and 15, tests 2 and 14; tests 5 and 17) . Copper extractions at the three tested repose times were higher with higher temperatures. Even higher extractions were obtained at 50 and 90 kg/t of chloride with higher temperature and longer repose time. With a repose temperature of 20 °C, the addition of chloride did not have a significant effect on copper extraction. It was observed that ore pretreated under conditions used in the tests requires more time to complete dissolution and form chloro-copper complexes, confirming the anticipated rate control by chemical reaction.
The Effect of the Repose Temperature
Temperature is an important factor for the leaching rate (Table 4) . Higher temperatures generally result in more rapid leaching kinetics. This was confirmed in all the tests (e.g., 1 and 4; 2 and 5; 8 and 11; 15 and 18, etc.), where higher repose temperatures resulted in higher copper extraction. A longer repose time enhances the effect of higher temperature. With repose times of 20 or 40 d, a minimum extraction of 30% was obtained with higher temperature. The effect of higher temperature was less significant with only seven days of repose, with an increase of only nine percent in the extraction. This is because as temperature increases, dissolution is controlled kinetically by the chemical reaction. At higher temperatures, dissolution requires low activation energy to break molecular bonds and thus produce dissolve mineralogical species that are in contact with the leaching agents, in this case acid and chloride.
Moreover, with a higher repose temperature, a shorter repose time is necessary to obtain high copper extractions, thus representing a more efficient process.
Effect of Repose Time
In most of the tests, a longer repose time resulted in a higher extraction of copper (Table 4 : tests 1 and 3; 7, 8 and 9; 12, 14 and 15; 4, 5 and 6; 10 and 11; 16, 17 and 18). This could be because a longer repose time provides more time for the acid and chloride to react with the ore at the curing humidity, which allowed for greater solid liquid interaction. This transformed the minerals in the ore, dissolving mineralogical species and forming new more soluble ones. 
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Combined Effect
The effects of the three variables (addition of chloride, repose temperature and repose time) were analyzed with Minitab software. The averages of maximum copper extractions obtained in all tests were considered (Figure 3 ). The repose temperature and time had the most significant effect on copper extraction, increasing by approximately 25% between the minimum and maximum variables tested. In contrast, the effect of the chloride concentration only increased extraction by approximately eight percent. The combination of 90 kg/t chloride, and 40 d of repose time at 50 • C are the best conditions to obtain an optimal copper extraction from chalcopyrite ore. 
The effects of the three variables (addition of chloride, repose temperature and repose time) were analyzed with Minitab software. The averages of maximum copper extractions obtained in all tests were considered (Figure 3) . The repose temperature and time had the most significant effect on copper extraction, increasing by approximately 25% between the minimum and maximum variables tested. In contrast, the effect of the chloride concentration only increased extraction by approximately eight percent. The combination of 90 kg/t chloride, and 40 d of repose time at 50 °C are the best conditions to obtain an optimal copper extraction from chalcopyrite ore. Figure 4 shows the combined effects of the pretreatment conditions. The effect of temperature for the same chloride concentration can be noted, with extraction increasing with higher temperatures. An important effect of repose time can also be noted with higher repose temperatures. The effect is minor at the lowest repose temperature. Moreover, with a high repose temperature, the increase in repose time to 20 or 40 d resulted in better copper extraction than at a repose temperature of 20 °C. Figure 4 shows the combined effects of the pretreatment conditions. The effect of temperature for the same chloride concentration can be noted, with extraction increasing with higher temperatures. An important effect of repose time can also be noted with higher repose temperatures. The effect is minor at the lowest repose temperature. Moreover, with a high repose temperature, the increase in repose time to 20 or 40 d resulted in better copper extraction than at a repose temperature of 20 • C. 
The effects of the three variables (addition of chloride, repose temperature and repose time) were analyzed with Minitab software. The averages of maximum copper extractions obtained in all tests were considered (Figure 3) . The repose temperature and time had the most significant effect on copper extraction, increasing by approximately 25% between the minimum and maximum variables tested. In contrast, the effect of the chloride concentration only increased extraction by approximately eight percent. The combination of 90 kg/t chloride, and 40 d of repose time at 50 °C are the best conditions to obtain an optimal copper extraction from chalcopyrite ore. Figure 4 shows the combined effects of the pretreatment conditions. The effect of temperature for the same chloride concentration can be noted, with extraction increasing with higher temperatures. An important effect of repose time can also be noted with higher repose temperatures. The effect is minor at the lowest repose temperature. Moreover, with a high repose temperature, the increase in repose time to 20 or 40 d resulted in better copper extraction than at a repose temperature of 20 °C. Figure 5 shows the copper extraction curves (%, average of duplicate results) as a function of leaching time (h) of the tests with reactors. Figure 5 shows the clear effect of pretreatment. Comparing the first data, there is 86.5% of difference at two hours of leaching between the studied systems. It should be noted that in the leaching the solubilized copper from the pretreatment state enriches the leaching solution in the early stages of the process. In the system with pretreatment, ≈85% of copper was extracted in 168 h (seven days) of leaching, while only 55% was extracted in the system without pretreatment. Comparing the last point, the pretreatment stage is responsible for ≈30 additional copper extraction points.
Results of Leaching Using Reactors
This could be beneficial to industry because all that is necessary is pretreating the ore (which includes agglomeration and curing), with the ore in repose for a determined time. When the repose time is completed, a shorter leaching period is necessary to obtain a favorable copper extraction. The only requirement for the repose stage is sufficient space to maintain the pretreated ore without additional cost. In a continuous process, several heaps at different stages of repose are required to maintain the continuity of hydrometallurgical output (sending solutions to solvent extraction and electrowinning, SX/EW). Figure 6 shows copper extraction (%) as a function of leaching time (d). The maximum copper extraction was 49% in 78 d of leaching at room temperature using a pretreated ore. Figure 5 shows the clear effect of pretreatment. Comparing the first data, there is 86.5% of difference at two hours of leaching between the studied systems. It should be noted that in the leaching the solubilized copper from the pretreatment state enriches the leaching solution in the early stages of the process. In the system with pretreatment, ≈85% of copper was extracted in 168 h (seven days) of leaching, while only 55% was extracted in the system without pretreatment. Comparing the last point, the pretreatment stage is responsible for ≈30 additional copper extraction points.
Results of Leaching Using Mini-Column
This could be beneficial to industry because all that is necessary is pretreating the ore (which includes agglomeration and curing), with the ore in repose for a determined time. When the repose time is completed, a shorter leaching period is necessary to obtain a favorable copper extraction. The only requirement for the repose stage is sufficient space to maintain the pretreated ore without additional cost. In a continuous process, several heaps at different stages of repose are required to maintain the continuity of hydrometallurgical output (sending solutions to solvent extraction and electrowinning, SX/EW). Figure 6 shows copper extraction (%) as a function of leaching time (d). The maximum copper extraction was 49% in 78 d of leaching at room temperature using a pretreated ore. The solid residue obtained in leaching using a mini-column was characterized by X-ray diffraction (XRD). The results are shown in Table 5 . The solid residue obtained in leaching using a mini-column was characterized by X-ray diffraction (XRD). The results are shown in Table 5 . The solid residue obtained in leaching using a mini-column was characterized by X-ray diffraction (XRD). The results are shown in Table 5 . Chalcopyrite was the only copper mineral found by XRD analyses. Table 6 shows that the copper extraction was lower in percolation leaching with a mini-column than in stirring leaching (reactor and flask). This result is due to the type of contact between solid and liquid, where the solid is saturated in liquid in the reactor and flask, while it is not in mini-column leaching. Agitated leaching using the reactor obtained better copper extraction than leaching in a flask because of the type of stirring. Orbital stirring was used with the flask, while mechanical stirring was used with the reactor, which improved the agitation of the system. The pH values in all the tests were lower than 1. Oxidation-reduction potential (ORP) values were in a similar range independent of the type of scale used. Table 7 shows different chemical equations proposed for the pretreatment stage. The value of the Gibbs free energy is shown at two temperatures (25 and 50 • C) obtained from HSC software [21] . The H 2 SO 4 added directly to the ore in the pretreatment and oxygen from the air react with the covellite and chalcocite, according to Equations (1) and (2) . Chloride added in the pretreatment as sodium chloride reacts with covellite in accordance with Equation (3). Cupric (Cu 2+ ) formed in Equations (1) and (2), chloride contributed by the sodium chloride and the CuCl + formed in Equation (3) react with bornite in accordance with Equations (4) and/or (5) in an acid medium. Chalcopyrite reacts in accordance with Equations (6) and/or (7) [2, 22] . All Gibbs free energy values are negative so these reactions are thermodynamically feasible.
Comparison of Tests
Reaction Mechanism
Summary and Conclusions
The effect of pretreatment before leaching of copper sulfide ore was evaluated. The main conclusions are:
1.
The repose time and temperature are the main pretreatment variables affecting the level of copper extraction. Adding chloride has less effect than those of the other studied variables. 2.
The best pretreatment conditions are high chloride concentration, 90 kg/t, a repose time of 40 d and a repose temperature of 50 • C to obtain 92.86% Cu at a small scale.
3.
The results obtained by mass balancing indicated that the leaching of chalcopyrite has been improved in the pretreatment leaching process at conditions studied.
4.
When the conditions of 90 kg/t Cl − , 40 d of repose at 20 • C were used in pretreatment, 84.76% copper was extracted by leaching with stirring in a reactor and 49% in a mini-column. These results show a positive effect of pretreatment stage.
5.
The difference of more than 30% in copper extraction between leaching by stirring and by percolation in a mini-column was expected for leaching copper sulfides that mainly contain chalcopyrite.
The results obtained in this study show how leaching of copper sulfide ore with a pretreatment and an adequate repose time with concentrated acid and the addition of chloride could be improved. This process approach yields a high level of copper extraction from chalcopyrite ore at the conditions studied. For industrial application in the Chilean copper industry for heap leaching, a repose temperature above 20 • C can be achieved by covering the heap with thermofilm and injecting hot air from the bottom. The heat can be obtained with solar energy panels. It is necessary to have enough space to store several tons of pretreated ore for an adequate period of repose to accelerate copper dissolution. It is worth noting that a comprehensive economical study needs to be conducted in order to have an accurate techno-economic evaluation of this process approach. 
